(19) 



J 



Europaisches Patentamt 
European Patent Office 
Office europgen des brevets 



(12) 



(11) EP 1 260 491 A1 

EUROPEAN PATENT APPLICATION 



(43) Date of publication: 

27.1 1 .2002 Bulletin 2002/48 

(21) Application number: 01401167.0 

(22) Date of filing: 04.05.2001 



(51) lntCl7: C04B 28/02, C04B 38/10, 
E21B 43/02 



(84) Designated Contracting States: 

AT BE CH CY DE DK ES Fl FR GB GR IE IT LI LU 
MC NL PT SE TR 

Designated Extension States: 
AL LT LV MK RO SI 

(71) Applicants: 

• SERVICES PETROLIERS SCHLUMBERGER 
75007 Paris (FR) 

Designated Contracting States: 
FR 

• Schlumberger Technology B.V. 
2514 JG Den Haag (NL) 
Designated Contracting States: 
DE DK IT AT 

• SCHLUMBERGER HOLDINGS LIMITED 
Road Town, Tortola (VG) 
Designated Contracting States: 

GB 

• Sofitech N.V. 
1180 Brussels (BE) 
Designated Contracting States: 

BE CH CY ES Fl GR IE LU MC NL PT SE TR 



(72) Inventors: 

• Danican, Samuel 
75015 Paris (FR) 

• Ding, Beilin 
91620 Nozay (FR) 

• Drochon, Bruno 

93160 Noisy Le Grand (FR) 

• James, Simon 

92350 Le Plessis-Robinson (FR) 

(74) Representative: Hyden, Martin 

Etudes et Productions Schlumberger, 
Intellectual Property Department, 
1, rue Henrf Becquerei 
92142 Clamart Cedex (FR) 



(54) Permeable cements 

(57) A permeable cement composition comprises 
an aqueous slurry of a hydraulic cement including a wa- 
ter-immiscible dispersed fluid phase, such as oil or gas, 
and a hollow particulate material, the hollow particulate 
material being one which breaks down in the presence 



of the cement so as to leave voids which together with 
the dispersed phase create a permeable structure in the 
cement. 
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Description 



Art commumcafen between the formation and the well is obtained by use of vJSZXZ^^Ztt 

compnses a poorly consolidated formation which requires stabilization P UC ' n9 2006 

SSJL 1 ? * haV 1 bee " Vari ° US Pr ° P0SalS t0 provide P ermeab| e cements for well applications One such orooosal 

pSS=i~== ass 

Sr aV^ tLZroblems PreS6nt ^ * ^ P " n "* te *- opiate or mitigate 

Elic c e n mpnt P6 n Ct ( °H the '"T' 0 " C ° mpriSeS * Perm6able Cement c ™P°s"ion, comprising an aqueous slurry of a 



can bl ,n 2e n°; Tk'^ ^ *" ^ ° f C ° arSS and medium P articl <* are also S^fine payees 



[0011] Depending on requirements, different known additives can be added to the slurrv such as dis^ion an0 ntc 
retar^ng agents or accelerators, or f,uid loss control agents. In the case of a PoTJ7^ZTZT^T, 
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is over 105°C, silica is added in a proportion of 30% to 50% by weight relative to the cement, as is known in the art to 
prevent retrogression of compressive strength. 

[0012] The coarse particles (e.g. hollow spheres, haematite, large particle size cement, etc.) can be present in an 
amount of up to 80% by volume, preferably 30% - 80% by volume, more preferably 30% - 60% by volume, of the solid 
5 materials used to make the slurry. The medium particles (e.g. Portland class G cement, hollow spheres, etc.) can be 
present in an amount of up to 90% by volume, preferably 1 0% - 90% by volume, more preferably 30% - 60% by volume, 
of the solid materials used to make the slurry. The fine particles (e.g. Portland micro-cement, slag, etc.) are preferably 
present in an amount of 0% - 40% by volume, more preferably about 10 % by volume, of the solid materials used to 
make the slurry. 

io [0013] The liquid fraction of the slurry is typically in the range 38% - 50% by volume of the slurry when the dispersed 
phase is a gas. When the dispersed phase is oil, the water fraction can comprise 38% - 50% by volume of the water 
and solids combined and the oil 40% - 60% by volume of the total. 

[0014] In the case of an oil emulsion, the use of degradable surfactants can be used to mitigate some of the detri- 
mental effects on the cement setting mechanism. Suitable degradable surfactants are, for example, ethoxylated castor 
15 oil surfactants of various ethoxy chain lengths such as those sold by Akzo Nobel under the Berol trade name, e.g. 
Berol 108, B27, 829 and 192 (in order of decreasing chain length). 

[001 5] Also falling within the scope of the invention are the following remedial applications of the cement compositions 
described above: 

[0016] Stopping sand production from a well. When the reservoir is constituted by unconsolidated or poorly consol- 
20 idated sand, or by poorly bound sandstone or where the formation matrix can be easily dissolved by water, fluid flow 
into the well entrains grains of sand. The production of sand can lead to a stoppage in well production. To avoid such 
a situation, a gravel pack or filter screens are normally installed inside the well to stop the sand. Over time, these can 
become soiled or blocked with fine particles and replacing them is difficult and expensive. Placing a permeable cement 
according to the invention behind the casing and producing the formation fluids through this layer can prevent sand 
25 production into the well and prevent it from becoming necessary to perform the standard operations. 

[0017] The permeable cement compositions of the invention have the advantage over conventional solutions in that 
a permeable pack can be made without requiring fluid leakoff to concentrate a solid slurry. 

[0018] When gravel-packing (orfrac-packing) long intervals and/or heterogeneous permeability formations excessive 
leakoff may occur in certain areas leading to premature screen out and incomplete packing of the annulus. This has 
30 previously been overcome by mechanical means (shunt tubes). Permeable cement according to the invention will 
provide a chemical means to do the same job by being able to form a permeable-pack without requiring leakoff and 
hence avoiding the potential for screen-out and the need for mechanical placement technologies that anticipate this 
and provide alternative flow paths. 

In some sand-producing formations, where some form of sand control was not used initially, hydrocarbon production 

35 has led to caverns/voids being formed behind casing. The size of the caverns is unknown (no tools are available to 
measure the size). In such a situation, to stop further formation sand production and/or to support the casing, a con- 
ventional method would be to pump curable resin-coated proppant slurry into the cavern. Ideally with leak off this would 
concentrate the slurry forming a permeable consolidated pack in the cavern. However, as the size of the cavern is 
unknown it is impossible to design a treatment that would guarantee that the entire cavern would be filled. For example 

40 if the leakoff rate is higher than expected then the slurry could dehydrate too quickly causing an early screen out 
perhaps leaving the cavern only half filled. However, with permeable cement according to this invention, it is possible 
to continue pumping to fill the entire cavern. If the cement displaced reservoir fluid back into the formation quickly in 
one area as soon as the cement reached the rock face it would not go any further. The slurry behind is still pumpable 
(not dehydrated) so that continued pumping would force the cement to fill the entire cavern. 

45 [0019] Simple replacement of the cement behind the casing. This can be carried out with a conventional cement, 
but then the casing and the new layer of cement needs to be perforated again to re-connect the well to the reservoir, 
with the risk of the connection not being made if the cement layer is thicker than planned or perforation is not deep 
enough. Injecting a permeable cement according to the invention avoids the need for perforation and typically costs 
less and guarantees that connection will be established in all cases. 

so [0020] Applications of the permeable cement compositions in primary cementing operations are also possible, as 
follows: 

[0021] When the strength of the formation is sufficient to allow it, or when the well is highly deviated the cost and/or 
difficulty related to effectively placing a casing are avoided by carrying out what is known as an uncased or barefoot 
completion. Sand packing or gravel packing can then be installed if the reservoir might produce sand. A preperforated 
55 blank liner can also be employed. Placing a layer of permeable cement at the surface of the well walls can avoid the 
need for such operations. Furthermore, when the formation of the reservoir is not sufficiently strong for that type of 
simplified completion and it would otherwise have been necessary to put a casing into position with cementing between 
the casing and the well wall, putting the permeable cement of the invention into position can reinforce the sides of the 
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mn^, nd SZ? aV ° id n6ed f ° r 3 CaSing and subs equent perforation thereof. 

louzzj when completion with a casing is unavoidable because tho mrk of *ho • 

[0023] The mvent.on w.ll now be described by way of the following non-limiting examples 
EXAMPLE 1 

»Se deSy^he^ 1 wtSSSS !° T " ! ST"" * G and wate ' «* 

is expressed in MPa, with pounds per square inch (muSSSSL C f °^ays. The compress,ve strength 

mS! II 16 P T A rtiGS ° f 3 S ' Urry Pr6pared accordan <* with the invention is presented and compared- 



Slurry 


A (reference) 


B 


Porosity before foaming 


59% 


40% 


Compressive strength, MPa (psi) 


5.93 (860) 


5.59 (810) 


Water permeability (Darcy) 


0.008 


1.2 



EXAMPLE 2 

ssi sssrsss* 1 p ' e, "" ea in acco " i ' ance " me inven,ion " ,Mmed - — ■ *- •* 

foam volume represents 30% of the final volume of the slurry). ^ S that ,he 
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Slurry 


CI 


C2 


C3 


C4 


C5 


Porosity before foaming 


40% 


40% 


40% 


40% 


40% 


Foam quality 


30% 


35% 


40% 


45% 


50% 
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(continued) 



Slurry 


CI 


C2 


C3 


C4 


C5 


Compressive strength, MPa (psi) 


8.27 
(1200) 


6.90 
(1000) 


5.59 
(810) 


4.48 
(650) 


2.83 
(410) 


Water permeability (Darcy) 


0.0045 


0.160 


1.2 


6.1 


>12 



[0032] The compressive strength and water permeability are measured using samples which are left at ambient 
10 temperature and at atmospheric pressure for 48 h then in an oven at 85°C for 5 days. 

EXAMPLE 3 

[0033] The properties of two slurries prepared in accordance with the invention, both containing self-destructive 
15 particles but with coarse particles of differing size and nature, are presented and compared: 

Slurry D: A mixture of powders is prepared comprising 30% by volume of haematite particles with a mean size of about 
300 microns; 30% by volume of hollow cenospheres) with a mean size of 180 microns; 30% by volume of class G 
Portland cement and 10% by volume of a Portland/slag micro-cement with a mean size of about 3 microns. Water and 
a polynaphthalene sulfonate-based super-plasticizer in an amount of 0.07 gallons per sack of powder (0.006 l/kg) are 
20 mixed with this powder such that the volume percentage of liquid in the slurry is 40%. 

[0034] Slurry E: A mixture of powders is prepared comprising 30% by volume of calcium carbonate particles with a 
mean size of about 500 microns; 30% by volume of hollow cenospheres with a mean size of 180 microns; 30% by 
volume of class G Portland cement and 10% by volume of a Portland/slag micro-cement with a mean size of about 3 
microns. Water and a polynaphthalene sulfonate-based super-plasticizer in an amount of 0.07 gallons per sack of 
25 powder (0.006 l/kg) are mixed with this powder such that the volume percentage of liquid in the slurry is 40%. 

[0035] These two slurries are foamed using the same procedure, after adding surfactants as in slurry A, to obtain a 
foam quality of 35% (i.e., the volume of the foam represented 35% of the final volume of the foamed slurry). 



Slurry 


D 


E 


Porosity before foaming 


40% 


40% 


Compressive strength 


6.90(1000) 


5.79 (840) 


Water permeability (D) 


0.160 


0.270 



35 

[0036] The compressive strength and water permeability are measured using samples which are left at ambient 
temperature and at atmospheric pressure for 48 h then in an oven at 85°C for 5 days. 

Example 4 

40 

[0037] A formulation demonstrating good properties with 60% particles of average size between 20 and 50 microns 
and 30% of large particles. 

[0038] A powder blend is mixed containing 10% by volume mix portland micro-cement/slag, average size 3 microns, 
60% class G cement and 30% hollow spheres of average size 320 microns. Water and polynaphthalene sulphonate 
4 5 dispersant (0.07 gallons per sack of powder blend, 0.006 l/kg) are added so that the volume of liquid in the slurry is 
45% and the slurry is foamed as above to obtain a foam quality of 40%. 

[0039] The slurry is heated in a sealed container for two days at 85°C. The resultant cement has a permeability of 
1.2 darcy and a compressive strength of 910 psi. 

so Example 5 

[0040] A formulation demonstrating that high permeability can be obtained with two particle sizes only and with 40% 
fine particles. 

[0041] A powder blend is mixed containing 40% by volume Portland micro-cement/slag, average size 3 microns, 
55 30% hollow spheres of average size 180 microns and 30% hematite of average size 300 microns. Water and poly- 
naphthalene sulphonate dispersant (0.07 gallons per sack of powder blend, 0.006 l/kg) are added so that the volume 
of liquid in the slurry is 45% and the slurry is foamed as above to obtain a foam quality of 55%. 
[0042] The slurry is left in a sealed container for two days at ambient temperature and then 5 days in an oven at 
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85°C. The resultant cement has a permeability of 13 darcy and a compressive strength of 300 psi. 
Example 6 



St a T n h ri e inr la,i0n iS id6ntiCal 10 03 ab ° Ve in Example 3 < 40% ,oam ' 30% "ematite, 30% hollow spheres 30% 

ZTaZon^ZZT^ 6XCePt *T hema,ite " reP ' aCed bY ,ar96 Partide Cement - Formur a «o?C3 has 1 
s lTr^ t h CO t mpreSS,Ve Strength 0f 810 psL This for ^"'ation with hematite replaced by large particle 

s.ze cement has permeabHity of 0.62 Darcy but compressive strength increases to 1240 psi. 

Example 7 

[0045] Permeable cement can be made without large particles 

r Wd6r b ' end i S c mixed con,ainin 9 1 0% ^ volume mix Portland micro-cement/slag, average size 3 microns 

45 /o and the slurry is foamed as above to obtain a foam quality of 40% ^ 

SS^Thl^uiZ' 8 ' eft '?h S6aled C ° ntainer ,0f two dayS at ambient ^mperature and then 5 days in an oven at 
85 C. The resultant cement has a permeability of 0.15 darcy and a compressive strength of 1310 psL 

Emulsion formulations 

[0048] One approach for emulsion formulations within the scope of the invention is to make th* ^i..™ hi 0 nw ^ m 
Example 8 

[0049] A powder base made up with 30% cement (medium particles), 10% micro cement (fine particle^ 30°/ hmi™ 

ST S*i hem f 6 (,arge particles) - Water is added t0 * 40% bv of^SlS^SS^^^ 



Example 9 



[0053] 40% oil slurry: permeability to water of 4md, compressive strength =481 osi 50% oil slum,- rv>rm«hi.ih, 
[0054] Increasing the amount of oil allows greater connectivity with other oil droplets and with hollow sohere* ™ a « 

Example 10 

can 5 2 mmgatd 9 * d69radab,e SUrfaCtant °" deveio ^ <* a »»"•**. structure as described above 
[0056] A powder base is made up with 30% cement, 1 0% micro cement, 50% hollow spheres and 1 0% lame nartiri* 
secernent and water is added so as to be 40% by volume of theslurry and dispersant^ 
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above. Three ethoxylated castor oil surfactants are used with decreasing ethoxy- chain lengths - surfactant A > sur- 
factant B > surfactant C. The surfactants are used at 0.06 gallons per sack of powders (0.005 l/kg). Oil is added so as 
to be 40% of the volume of the total emulsion system. The oil used is a linear alphaolefin. The fluids are placed in an 
oven for 2 days at 85°C. 

5 [0057] Surfactant A system: permeability to water of 0.1 md, compressive strength 618 psi Surfactant B system: 
permeability to water of 4.5 md, compressive strength 449 psi Surfactant C system: permeability to water of 75 md, 
compressive strength 1208 psi 

Example 11 

10 

[0058] A powder base is made up with 1 0% micro cement, 30% class G cement, 30% hematite, 30% hollow spheres. 
The powder is mixed with water and dispersant (total 40% of slurry volume) and the resulting slurry placed under 3000 
psi pressure for 1 0 minutes to simulate the effect of well pressures on the hollow spheres (some may break). The slurry 
is then foamed to 40% quality and put in a sealed cell for 2 days at 85°C. After setting the initial permeability to water 
15 is 8.9 Darcy decreasing with time and rate to 3 Darcy. The permeability to oil of the same sample is 1 3 Darcy increasing 
to 19 Darcy with time and rate. The difference in permeability to oil and water will allow preferential production of oil 
from a formation producing both oil and water. 



20 Claims 

1 . A permeable cement composition, comprising an aqueous slurry of a hydraulic cement including a water-immiscible 
dispersed fluid phase and a hollow particulate material, the hollow particulate material being one which breaks 
down in the presence of the cement so as to leave voids which together with the dispersed phase create a per- 

25 meable structure in the cement. 

2. A cement composition as claimed in claim 1 , wherein the hollow particulate material comprises micro-spheres or 
cenospheres. 

30 3. A cement composition as claimed in claim 1 or 2, wherein the hollow particulate material has particles sizes in the 
range 350 - 50 microns. 

4. A cement composition as claimed in any of claims 1 - 3, wherein the hollow particulate material is present in an 
amount of 10% - 60% by volume of dry materials used to make the slurry. 

35 

5. A cement composition as claimed in any preceding claim, wherein the dispersed fluid phase comprises air, nitrogen 
or oil. 

6. A cement composition as claimed in any preceding claim, wherein the cement comprises Portland cement, poz- 
40 zolanic material, blast furnace slag, fly ash, pozzolana, calcined clays, high-alumina cements, plaster, Sorel ce- 
ment, or activated pozzolanic cements. 

7. A cement composition as claimed in any preceding claim, wherein the slurry comprises solid materials including 
a combination of at least two of a fine particulate material having particle sizes in the range 0.1-10 micron, a 

45 medium particulate material having particle sizes in the range 20 - 60 micron and a coarse particles having particle 

sizes in the range 100 - 800 micron. 

8. A cement composition as claimed in claim 7, wherein the fine particulate material comprises micro-cement. 

so g. A cement composition as claimed in claim 7, wherein the coarse particulate material comprises large particle size 
cement. 

10. A cement composition as claimed in any of claims 7 - 9, wherein the hollow particulate material comprises the 
medium or coarse particulate material. 

55 

11. A cement composition as claimed in any of claims 7-10, wherein the coarse particulate material is present in an 
amount of 30% - 80% by volume of dry materials used to make the slurry. 
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,3 - particuiate materiai is present in 

U ' 3 0 o/ m RSl./ C h mPO f tti0n "f C 'fL med in dalm 13 ' Wher6in the medium P articulate "^rial is present in an amount of 
30 /. - 60% by volume of solid material used to make the slurry. 

15 ' iT^T/™ u 33 ° laimed in any ° f c,aims 7 " 14 ' wherein the fi ™ Particulate material is present in an 
amount of up to 40% by volume of dry materials used to make the slurry. 

17 - i^kkse^^ »raca=s sir comprises a ,iduid — * - 

18 ' 25^SSS?£ n a 50yt e vo| l l any f 0f C ' aimS 1 ■ 16 ' Wher6in Wh6n ^ diSperS6d phaSe C0m P ris - * «» 
slurry comprises 38 /„ - 50 / 0 by volume of an aqueous phase and 40% - 60% by volume of the total of oil. 

19 ' to" 1 C ° mP0Siti0n 38 daimed in a °y P recedi "9 <*■»". wherein the slurry further comprises a degradable sum 
20. A cement composition as claimed in claim 1 9, wherein the degradable surfactant comprises an ethoxylated castor 

21 ' IrSr^" 0 " 33 C,a,med " ^ °' 1 " 18 ' Wh6rein the Slur -V ^ ^pnses a surfactant with a 



22. 



iZZtlZ ZSiTT^ZZLT" easins a comprlsin9 • ~--« """v «° 



M ' l^l 0 ' T™ 1 *"" 8 " "* ""wing Piping a cement aluoy into en annulus around a casino screen o, 

rc^aT^^r^ 

24 ' JlZ'^f ° f PreVent ? Sand Pr ° dUCti0n from an under 9round formation into a well, comprising pumping a cement 
a XEi . re9 ' 0n adjaCan " he ,0rmati ° n and a " 0Win 9 i( t0 set - the c ^«nt slurry comprising an aqueous sZ, 
of a hydrauhc cement including a water-immiscible dispersed fluid phase and a hoi J particulate material Z 

ESZ^^!!^ one which breaks down in the presence of ,he c^JSSS^S^ 

together wrth the dispersed phase create a permeable structure in the cement. 

25 ' lT 0 ?o°f d th°i reP !f er ° ded C6mem behind 3 casing in a wel1 ' com P risi "9 Pumping a cement slurry into the 
ZT„tt i w °f m6nt and a " 0Win9 il *° Set ' the cement slu "V com P ri sing an aqueous slurry of a hZuIc 
mlt h 9 3 Wate :! mmiscible dis P e ^ fluid phase and a hollow particulate material, he Mow pamoate 
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hollow particulate material, the hollow particulate material being one which breaks down In the presence of the 
cement so as to leave voids which together with the dispersed phase create a permeable structure in the cement. 
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